C 24 H 66 Li 6 Si 6 , triclinic, P1 (no. 2), a = 12.2492(9) Å, b = 12.4617(9) Å, c = 14.3841(11) Å, α = 74.189(6), β = 74.543(7), γ = 85.970 (6),
CrysAlis PRO [1] , SHELX [2] [3] [4] [5] , Mercury [6] , publCIF [7] , WinGX and ORTEP [8] 
Source of materials
Single crystals of the title compound, suitable for X-ray structural analysis, were obtained from a concentrated solution of (trimethylsilyl)methyllithium in pentane at room temperature within one day.
Experimental details
Single-crystal X-ray diffraction analysis was performed on an Oxford Diffraction CCD Xcalibur S diffractometer [1] at [2, 3] ) and refined against F 2 with the full-matrix least-squares method (SHELXL-2018/3 [2, 4, 5] ). A multi-scan absorption correction using the implemented CrysAlis RED program was employed [1] . The non-hydrogen atoms were refined using anisotropic displacement parameters. The methylene hydrogen atoms and the methyl hydrogen atoms bonded to C3, C5, C10, C15, C17, and C23 were located on the difference Fourier map and refined independently. All other hydrogen atoms were placed in idealized geometric positions and each was assigned a fixed isotropic displacement parameter based on a riding-model. The U iso values for the methyl hydrogen atoms were set to 1.5Ueq of the parent carbon atoms with the methyl C-H distances constrained to 0.98 Å. The visualization of the molecular structure shown in the figure was performed using Mercury 4.1.0 [6] .
Discussion
(Trimethylsilyl)methyllithium (LiCH 2 SiMe 3 ) is a commonly used reagent for silyl transfer reactions [9, 10] , for halogenlithium exchange [11] , and was recently used for the deprotonation of toluene to form pure crystalline benzyllithium [12] . The crystal structure of LiCH 2 SiMe 3 was first reported by Tecle et al. as a hexameric aggregate in the monoclinic crystal system, space group P21/n [13] .
In addition to the donor base-free molecular structure of [LiCH 2 SiMe 3 ] 6 , only a few deaggregated structures of (trimethylsilyl)methyllithium have been reported to date [14] [15] [16] [17] . N,N [15] . In 2015, we reported on a dimeric (trimethylsilyl)methyllithium species using a chiral dimethoxysilane as chelating ligand [16] . A recently published article describes a monomeric complex consisting of (trimethylsilyl)methyllithium and the bidentate chiral ligand (1R,2R)-N,N,N′,N′-tetramethylcyclohexane-1,2-diamine together with a symmetrically and an unsymmetrically coordinated dimeric quinuclidine adduct of [LiCH 2 SiMe 3 ] 6 [17] . The molecular structure of the title compound presented herein is the second polymorph found for (trimethylsilyl)methyllithium. The hexamer [LiCH 2 SiMe 3 ] 6 crystallized in the triclinic crystal system, space group P1. The asymmetric unit contains two crystallographically independent half aggregates, each being arranged around a center of inversion (cf. the figure) . The lithium atoms of each hexamer are threefold coordinated and build a trigonal antiprismatic geometry with average Li· · · Li distances of 3.22 Å within the triangular base and 2.45 Å between neighboring lithium atoms when following the lithium core in a zig-zag course. These distances are similar to those in monoclinic [LiCH 2 SiMe 3 ] 6 (2.45 Å and 3.18 Å) [13] . The bond lengths between the silicon and methylene carbon atoms differ from 1.839(3) Å (C4-Si1) to 1.868(3) Å (C24-Si6). The carbanionic carbon atoms are coordinated to three lithium centers leading to a [Li 6 C 6 ] core that features two [Li 3 C 3 ] six-membered folded chairs arranged in parallel with alternating Li-C bond lengths ranging from 2.139(5) Å (C4-Li3) to 2.280(5) Å (C20-Li4#2 and Li4-C20#2; #2 = −x, −y + 2, −z + 2), which are similar to those found in monoclinic (trimethylsilyl)methyllithium (2.15 Å to 2.29 Å) [13] .
Lithium-hydrogen interactions in organolithium compounds and their possible contribution to the aggregate formation have been the subject of discussion for a long time [13, 18, 19] . Similar to the monoclinic hexamer [LiCH 2 SiMe 3 ] 6 , the here described triclinic polymorph shows short Li· · · H distances ranging from 2.014 Å (Li1-H4B) to 2.218 Å (Li2-H8A) for the carbanionic methylene groups and from 2.264 Å (Li5-H17C) to 2.553 Å (Li5-H17A) for the C3, C5, C10, C15, C17, and C23 methyl groups that are oriented towards a lithium atom. The shortest Li· · · H distance found in the monoclinic polymorph amounts to 2.03(6) Å [13] .
